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Ethyl (E)-5-acetoxy-2,2-difluoropent-3-enoate (3c). This compound is known. 1 The product (39.6 mg, 59% yield, Z:E = 1:8.7) was purified with silica gel chromatography (Petroleum ether/Ethyl acetate = 5:1) as colorless liquid. 1 Ethyl (E)-5-ethoxy-2,2-difluoropent-3-enoate (3d). The product (43.1 mg, 69% yield, Z:E = 1:14) was purified with silica gel chromatography (Petroleum ether/Ethyl acetate = 50:1) as colorless liquid. 1 H NMR (400 MHz, CDCl3)  6.37-6.28 (m, 1H), (4,4,5,5,6,6,7,7,7-nonafluorohept-2-en-1-yl) (4,4,5,5,6,6,7,7,8,8,9,9,9-tridecafluoronon-2-en-1-yl) (3,3,4,4,5,5,6,6,7,7,8,8,9,9,10,10,10-heptadecafluorodec-1-en-1-yl)benzene (3s) .
Tert-butyl (E)-

This compound is known. 5 The product ( 3. Mechanism study.
Addition of radical and SET inhibitors:
When the radical scavenger TEMPO (2,2,6,6-tetromethyl-1-piperidinyloxy, 1.0 equiv.)
was added under standard conditions, 80% product (4) was observed.
Ethyl 2,2-difluoro-2-((2,2,6,6-tetramethylpiperidin-1-yl) 
Trapping of intermediates:
Typical procedure: To a 25 mL of Schlenk tube equipped with a Teflon septum were added KOAc (0.6 mmol, 2.0 equiv.) under Ar, followed by DMA (2.0 mL).
ICF2COOEt (2a) (0.45 mmol, 1.5 equiv.) and (1-cyclopropylvinyl)benzene (6) (0.45 mmol, 1.5 equiv.) were added subsequently. After stirring under purple light for 16 hours, the mixture was purified with silica gel chromatography to provide product (7).
Ethyl(E)-2,2-difluoro-4-phenylhepta-4,6-dienoate (7). The product ( 
UV-vis spectroscopic measurement.
Solution 1: KOAc (58.9 mg, 0.6 mmol) and 2a (60 μL, 0.4 mmol) was added in DMA (4.0 mL). The mixture was stirred for 20 minutes, filtered before use.
Solution 2: 2a (60 μL, 0.4 mmol) was added in DMA (4.0 mL). The mixture was stirred for 20 minutes, filtered before use. 
Stoichiometry of the weak intermolecular interaction.
The stoichiometry of the EDA complexes was calculated using the Jobś plot method (P. Job, Ann. Chim., 1928, 9, 113.) . The Job's plot of the EDA complex between DMA and ethyl difluoroiodoacetate (2a) was calculated measuring the absorption of cyclohexane solutions at 420 nm with different donor/acceptor ratios with constant concentration (0.12 M) of the two components. The absorbance values were plotted against the molar fraction (%) of 2a. The Jobś plot analysis of the EDA complex between DMA and 2a showed a maximal absorbance at 50% molar fraction of 2a. 
